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© Breathable films prepared from melt embossed polyoiefln/flller precursor films. 

© A breathable polyolefin film is prepared by melt embossing a highly filler poiyolefin film to impose a pattern 
of different film thickness therein and by stretching the melt embossed film to impart greater permeability in the 
areas of reduced thickness in comparison to the areas of greater thickness. 
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BREATHABLE FILMS PREPARED FROM MELT EMBOSSED POLYOLEFIN/F1LLER PRECURSOR FILMS 



Field of the Invention 

The invention relates to breathable polymer films -polymer films which are gas/vapor permeable and 
5 liquid impermeable -prepared from highly filled polyolefin film. 

Related Art 

10 It is known to prepare porous polyolefin films by stretching a precursor film filled with calcium 
carbonate. "Breathable" films which are gas/vapor permeable and liquid impermeable have been described 
in U.S. Patent No. 4,472,328, assigned to Mitsubishi Chemical industries. Ltd. The Mitsubishi patent 
describes a breathable polyolefin film prepared from a polyolefin/filler composition having from 20 percent 
to 80 percent by weight of a filler such as a surface treated calcium carbonate. A liquid or waxy 

15 hydrocarbon polymer elastomer such as a hydroxy-terminated liquid polybutadiene was found to produce a 
precursor film that could be monoaxially or biaxiaily stretched to make a film breathable. The breathable 
film described by Mitsubishi is also described in Great Britain Patent No. 2.115,702, assigned to Kao 
Corporation. The Kao patent further describes a disposable diaper prepared with a breathable film as 
disclosed by the Mitsubishi patent The breathable film is used as a backing for the diaper to contain liquid. 

20 U.S. Patent No. 4,350,655, assigned to Biax Fiber Rim, describes a porous polyolefin film containing at 
least 50 percent by weight of a coated inorganic filler. The precursor film is formed without the addition of 
an elastomer by employing an inorganic filler surface coated with a fatty acid ester of only silicon or 
titanium. The precursor film is then rolled between horizontally grooved rollers. Cold stretching of the 
precursor film at a temperature below 70°C produces a porous film. Some of the resulting films were stated 

25 to be both vapor and liquid permeable, however, at least one film (Example 3) was stated to be permeable 
to air. 



SUMMARY OF THE INVENTION 



The present invention relates to breathable films produced by stretching of a precursor film prepared 
from a polyolefin/fiiler composition. It has been discovered that the permeability and strength, especially 
tear strength, of the breathable films are improved by melt embossing the precursor film with .a patterned 
melt embossing roller and stretching the film to impart a pattern of different film thicknesses having greater 
3$ permeability within the areas of reduced thickness in comparison to the areas of greater thickness. Cast 
extrusion of the precursor film onto the embossing roller followed by stretching in the transverse direction is 
preferred. 

40 DETAILED DESCRIPTION OF PREFERRED EMBODIMENTS OF THE INVENTION 
Film Forming Compositions 



Breathable films of the present invention are produced from a precursor film that is prepared from a 
polymer composition that comprises at least a polyolefin component and a filler. The polyolefin component 
may be any polyolefin which is suitable for film production, such as polypropylene, copolymers of 
propylene, homopolymers and copolymers of ethylene or blends thereof. A preferred polyolefin is a 
copolymer or polypropylene and low density polyethylene, particularly preferred is linear low density 
polyethylene. 

Linear low density polyethylene (LLDPE) is produced by copoiymerizing ethylene with a C. to C,„ alpha- 
olefin. Generally the preferred alpha-olefins include those selected from the group comprising butene-1, 
pentene-1, hexene-1, 4 methylpentene-1 , heptene-1, and octene. The comonomers are present in amounts 
up to 20 wt. %, normally between 3 and 14 wt %. The polymerization is conducted at low pressure using a 
chromium catalyst or Ziegler catalyst and may be carried out in the gas phase. The LLDPE produced by 
such methods have a density between 0.900 and 0.935 g/cma and a melt index (Ml) between 0.1 and 5.0 
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grams per 10 minutes. Manufacturing processes for production of LLDPE are known, such as disclosed in 
U.S. Patent Nos. 4.076.698 and 4.205.021. LLDPE is preferred as the polyoleffn component for use in this 
invention because of its high tear strength, ease of compounding, and low cost 

Fillers useful in this invention may be any inorganic or organic material having a low affinity for and a 

s significantly lower elasticity than the polyolefin component Preferably the filler should be a rigid material 
having a non-smooth hydrophobic surface, or a material which is treated to render its surface hydrophobic 
The preferred mean average particle size of the filler is between about 3 to 5 microns for films having a 
ttiickness of between 4-6 mil prior to stretching. Examples of the inorganic fillers include calcium carbonate, 
tele, clay, kaolin, silica, diatomaceous earth, magnesium carbonate, barium carbonate, magnesium sulfate 

io banum sulfate, calcium sulfate, aluminum hydroxide, zinc oxide, magnesium hydroxide, calcium oxide 
magnesium ox!de, titanium oxide, alumina, mica, glass powder, zeolite, silica clay, etc. Calcium carbonate is 
particularly preferred for low cost, whiteness, inertness, and availability. The inorganic fillers such as 
calcium carbonate are preferably surface treated to be hydrophobic so that the filler can repel water to 
reduce agglomeration of the filler. Also, the surface coating should improve binding of the filler to the 

75 polymer while allowing the filler to be pulled away from the polyolefin under stress. A preferred coating is 
calcium stearate which is FDA approved and readily available. Organic fillers such as wood powder, pulp 
powder, and other cellulose type powders may be used. Polymer powders such as Teflon /powder and 
Kevlar® powder can also be used. 

The amount of filler added to the polyolefin depends on the desired properties of the breathable film 
20 'ncluding tear strength, water vapor transmission rate, and stretchability. However, it is believed that a 
breathable film cannot be produced as is taught herein with an amount of filler less than about 15 percent 
wL V h° T,™ \ ™ ^r^"™ """Position (e.g. LLDPE/CaCO, having less than about 38 percent by 
7ZfL^ t ?' ] ' ?*T™T am ° Unt ° f Mer iS needed to insure interconnection within the film of voids 
* n !T ^ 6 l 6r particular| y bv ^ ete ^9 operation to be subsequently performed on the 

25 precursor film. Further, it ,s believed that useful films could not be made within amount of the filler in 
excess of about 35 percent by volume of the polyolefin/filler composition (e.g. LLDPE/CaCO, having greater 
than about 65 percent by weight CaCO,). Higher amounts of filler may cause difficulty in compounding and 
significant losses in strength of the final breathable film. <H«u.i U .ng ana 

30 enm^nf S^ ,e K C0 K P ° S ^° nS ^ in inv8ntion ™ v 06 ^pounded in several different ways. The 
SEE £ y ^ br0U9ntmt0 ,ntimate contact «*• for examoie. dry blending these materials and then 
passing the overall composition through a compounding extruder. Alternatively, the polyolefin and filler 
components may be fed directly to a mixing device such as a compounding ex^der. high shei 
continuous mixer two roll mill or an internal mixer such as a Banbury mixer. Overall, the objected 

» £5 8 ^ t SP T >0n * fi " er *• P**™' w " hou! a99lomeration. and this is readily achieved by 

^Jl** t0 oomponent to melt. However, time and 

temperature of mixing should be controlled as is normally done to avoid molecular weight degradation 
Compounding of LLDPE and calcium carbonate that is surface treated with calcium stearate to Si 
improved by vacuum drying the mixture within the extruder. 

40 imJ^J^ JZfL „ SOftneSS * a film preDar6d fr om the polyolefin/filler composition may be 
40 improved by addition of small amounts of an olefinic elastomer. 



Film Extrusion and Melt Embossing 

46 «vJS! m Z Arming composition may be manufactured into a precursor film by conventional tubular 

EZZ "J^Z J? ^ OCSSS) ° r by «■* extnJ5lon - Rlm formaBon ^ oast extrusion is preferred 
because the cast film can be immediately melt embossed as described below 

in the cast extrusion process, the molten resin is extruded from an elongate die in the form of a web 

so ImlZl'n^ ^ * l6a ? °" e Pattemed embossinQ ro " er to chill and solidify the film with an 
so embossed pattern for reasons discussed further below. The precursor film is preferably produced to a 

£2! V "H ' T. Ch 8llOWS for further Stretcnin9 88 d8SCribed *»*>»- The extrusion temperatures, die 
STr^f' 9mb0Sa " 9 ro " tem P eratures will depend on the composition employed, but generally will 
be in the following ranges for compositions of the present invention prepared by cast extrusion: 
-Melt Temperature (°F) 350-450 
ss Die Temperature (°F) 350-450 

Embossing Roll Temperature (°F) 70-130 

Film formation by tubular extrusion produces balanced films having increased film strength in both the 
machine and cross-machine direction. In the tubular blown film process, the film forming c^rBon^ 
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melted and then extruded through an annular die. The die should preferably have a die gap suitable for 
extruding LLDPE resin which normally is greater than about 0.5 mm and preferably greater than 0.75 mm. 
The film forming composition is extruded at a melt temperature between about 150°C to 300°C t preferably 
between 190°C and 240°C. The molten composition is preferably extruded in an upward vertical direction 

5 in the form of either a bubble or a tube, although it also can be extruded either downwardly or horizontally. 

The tubular extrudate is expanded to the desired dimensions and then cooled by one of several $ 
conventional techniques which are well known in the art e.g., forced air, mandrel, and water quench. The 
tubular film, or bubble, is then flattened by passing the film through a collapsing frame and a set of nip 
rolls. The nip rolls are driven, thereby proving a means of drawing the tubular film or bubble away from the 

io annular die. 

A positive pressure of a gas, such as air or nitrogen, is maintained inside the tubular bubble. As is 
known in the operation of conventional blown film processes, the presence of the gas is controlled to impart 
a desired dimensional orientation to the film tube or bubble. The degree of tubular bubble expansion may 
be measured as the ratio of the expanded bubble circumference to the circumference of the die annulus. 
75 This ratio is generally in the range of 1 : 1 to 6 : 1 and for a precursor breathable film is preferably from 2 • 
1 to 4 : 1 . 

Embossing is typically used on the surface of polyolefin films to reduce gloss. Embossing can be 
imposed on the precursor film surface at the time of the film fabrication for cast extrusion, or at a 
subsequent time for cast or tubular extrusion by procedures well known in the art. For the present invention 
20 embossing imposes a pattern of different film thicknesses within the precursor film, and can be conducted 
with any micro/macro pattern, e.g. cross-hatching, dots, lines, circles, diamonds, hexegons etc. The pattern 
can be either in line and/or off line and the rolls can be engraved with either pin up and/or pin down type 
configurations. 



25 



30 



35 



40 



55 



Stretching and Heat Setting 



Final preparation of a breathable film is achieved by stretching the precursor film to form interconnected 
voids. Stretching or "Orientation" of the film may be carried out monoaxiaily in the machine direction (MD) 
or the transverse direction (TD) or in both directions (biaxially) either simultaneously or sequentially using 
conventional equipment and processes following cooling of the precursor film. 

Blown films are preferably stretched in the machine direction or in both directions whereas cast films 
are preferably stretched in the transverse direction. For orientation in the MD, the precursor film is passed 
around two rollers driven at different surface speeds and finally to a take up roller. The second driven roller 
which is closest to the take up roil is driven faster than the first driven roller. As a consequence the film is 
stretched between the driven rollers. 

Rim orientation may also be carried out in a tentering device with or without MD orientation to impart 
TD orientation to the film. The film is gripped by the edges for processing through the tentering device. 

Stretching of melt embossed precursor films with a tentering device at a film speed of about 60 meters 
per minute produced breathable films having the desired water vapor permeability. The resulting films had 
greater permeability in the areas of reduced thickness in comparison to the areas of greater thickness. 

Although not thoroughly investigated, controlling of the strain on the film during stretching is believed to 
be important to controlling the permeability. For stretching in the transverse direction, strain is controlled for 
a given stretch ratio by adjusting the film speed and the stretching distance. The stretching distance is 
45 measured, between the point where the film starts to increase in width to the closest point where the film is 
fully stretched. For stretching in the machine direction, strain is controlled for a given stretch ratio by 
controlling film speed and the gap between the first and second driven rollers. 

A range of stretching ratios from 1:2 to 1:5 prove satisfactory for MD stretching with a ratio of 1:4 being 
preferred. A range of stretching ratios of 1:2 to 1:5 prove satisfactory for TD stretching with a ratio of 1-4 
so being preferred. 

The water vapor permeability of the embossed film following stretching, as measured by the final 
WVTR of the film, was found to be inversely related to the stretching temperature. Stretching at a 
temperature of about 45°C produced a film having a slightly higher WVTR than stretching at temperatures 
of about 60 °C. 

The stretched film can be heat set to stabilize the film for any subsequent processing at temperatures 
above the stretching temperature. The film can be heat set at any temperature above the stretching 
temperature and below the softening temperature to add stability. However, higher temperatures cause 
stiffness and some reduction in WVTR. Heat setting at about 80"C produced a softer film with substantially 
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higher WVTR in comparison to heat setting at about 95 °C. 

It is preferred that tension be maintained on the film during the heat setting and cooling to minimize 
shrinkback. Upon cooling to ambient temperature (i.e., room temperature) or near ambient the holding force 
may be released. The film may contract somewhat (snapback) in the TD but will retain a substantial portion 
5 of its stretched dimension. 

Heat setting can be accomplished by maintaining the film under tension in the stretched condition at 
the heat setting temperature for about 1 - 2 minutes. Preferably, however the heat setting and cooling is 
carried out while permitting the film to contract slightly, but still under stress. The controlled shrinkback of 
from 5 to 30%, preferably between 15 and 25%, of the maximum stretched width has given particularly 
70 good results in eliminating storage shrinkage. 



EXAMPLES 

75 The following examples, which illustrate melt embossed breathable films prepared in accordance with 
the present invention, are not intended to limit the invention to the specific compositions. Other compounds 
such as elastomers, stabilizers against heat or ultraviolet rays, pigments, antistatic agents, etc. may be 
added to the compositions in the conventional manner. Variations in composition and manufacturing 
techniques will be readily apparent to persons skilled in the art of manufacturing polyoiefln films and are 

20 within the scope of this invention. In the examples which follow water vapor transmission rates (WVTR) were 
measured in accordance with ASTM F372-73 using a Permatran W1 analyzer manufactured by Modem 
Controls International Inc. 



25 Example 1 (COMPARISON) 

A linear low density polyethylene which consisted of a copolymer of ethylene and hexene-1 was 
compounded with an equal weight of a surface treated calcium carbonate. The calcium carbonate was 
surface treated with calcium stearate to render the surface of the particles hydrophobic. The resulting 

30 formulation was cast extruded into a precursor film having a thickness of approximately 4 to 6 mil. 

The resulting precursor film was cooled and then subjected to tentering stress in the transverse 
direction with a stretch ratio of 4 to 1 and a film speed of about 60 meters per minute. Stretching was 
performed in a tentering frame with heat applied only to the final zone of the tentering frame. The 
temperature of the film In the final zone was maintained at about 93°C. As a result of convention within the 

35 tentering frame, stretching of the film occurred at approximately 60 °C. The film became white and 
breathable when stretched and retained those properties following the heat setting treatment. The final 
breathable film had a water vapor transmission rate of up to 5800 grams per square meter per day at 38 °C. 



40 Example 2 

The LLDPE/calcium carbonate composition of Example 1 was cast extruded under the same conditions 
as Example 1 . The precursor film was passed between a smooth roller and a diamond patterned embossing 
roller. The resulting film had a thickness of approximately 4 to 6 mil and a diamond pattern on one side. 
The film became whiter when stretched at the temperature and conditions stated for Example 1. Heat 
setting was also conducted as described for Example 1. This film had a WTVR value of 8,100 grams per 
square meter per day. Stretching caused greater permeability in the thin portions of the film created by the 
embossing roll in comparison to the thick area which retained greater strangth. The final film* had a drapy 
and softer film structure and a higher tear strength than the film of Example 1 . 



Example 3 

The LLDPE/filler composition of Example 1 was extruded and melt embossed under the same 
55 conditions of Example 2. The precursor film was then stretched with the tentering device of Example 2. The 
temperature of the film in the heat setting zone was maintained at about 78°C and stretching occured at 
about 35°C. The final film had a WTVR value of 10,300 grams per square meter per day. 
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Example 4 

A breathable film was prepared under the same conditions of Example 3 except that the stretchinn 
g temperature was adjusted to 70-C. The final fi«m had a WVTR value of 10,Soo griper squire r^ter per 

Example 5 

70 A breathable film was prepared under the same conditions of Example 3 except that the stretchinn 
temperature was adjusted to 93-C. The final film had a WVTR value of 9,900 grader squ^e meter S 

The following table presents a comparison of the variables in Examples 1-5. 
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USES 



a oolSnn?«!? T °! 1" PreSSnt inV6nti0n Ca " rep,ac9 current,v avai| a°<* breathable films in such 
35 SS^^^ST "* " 9ht W8i9ht Mm P , "0 and ^kpacking equipment. Breattile m 

STd 11, J 1 ^ ° f ^canons in the fields of medical and surgical suppiies appTel 
and household furnishmgs. tape and packaging, and filtration membranes. For example brea Sbll Srns 

21 Sn U „ t0 'T^ P ° rOUS fi ' mS fn W 1 ™*™ «h as bum dressings. steri^aSag^ ^ rJn coLte 

ht^r/bXr 9 packa9ins fi,m> bacteria water p ™ « 0 iS£r5 
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1. Method of making a permeable film, comprising the steps of- 
mixing a polyolefin with a filler; 

extruding a precursor film from the polyolefin/filler mixture- 

^^1"! *\ P re T° r ^ t0 imP ° Se therel " 3 Patiem of *n thicknesses; and 

thickni, 2 Z 9mb0SSed P recursor « ,m to impart greater permeability in the areas of reduced 

thickness thereof in comparison to the areas of greater thickness reaucea 

2. Method according to claim 1. further comprising the step of heat settina the stretched film »♦ » 

TSoT-l*: T^ 8 temPefatUre " d b9 ' OW the Cl oSe ^SSed Tm 

alphabet ^ 9 ° 1 ° r ^ 2 Whereih 0,9 P ° ,y0le,In is a «■**•"•' * xylene and ci-C. 

55 calcitm^te" 00 ^ 9 to "* * ^ PreCedi " 9 ^ Wherei " *• is cai <*"" «*» treated with 
di JondTaSen? :COrdin9 * ** * ^ PreCedi " 9 ^ Wherei " *« is melt embossed with a 
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6. Method according to any of the preceding claims wherein the polyolefin/fiHer mixture contains 
between about 15 percent to about 35 percent filler by volume. 

7. Permeable film produced by a method according to any of the preceding claims. 

8. Permeable film comprising: 
a polyolefin and a filler; and 

a pattern of different film thicknesses having greater permeability in the areas of reduced thickness 
thereof in comparison to the areas of greater thickness. 

9 Rim according to claim 8 wherein the polyolefin is a copolymer of ethylene and a C,-C I0 alpha-olefin- 
the filler is calcium carbonate surface treated with calcium stearate; the pattern of different film thicknesses 
is a diamond pattern and/or wherein the filler is present in an amount between about 15 percent to about 35 
percent by volume of the total amount of the polyolefin and the filler. 

10. Method of making a permeable film, comprising the steps of: 

mixing a polyolefin with a filler; 

cast extruding a precursor film of the polyolefin/ filler mixture onto at least one melt embossing roller to 
impose therein a pattern of different film thicknesses; and 

stretching the melt embossed precursor film in the transverse direction to impact greater permeability 
m the areas of reduced thickness thereof in comparison to the areas of greater thickness 

^J^T°i^T^ na to d3im 10 in WhiCh *** is further P rovided the step of heat setting the 
T^Il^J? 3 te u mperature the ^retching temperature and below the softening temperature of 

Jje fetched film; wherein the polyolefin is a copolymer of ethylene and a OC w aipha-olefin; wherein the 
Ik I T C **° n *? surface w *h calcium stearate; wherein the precursor film is melt 

embossed with a diamond pattern; and/or wherein the polyolefirVfifler mixture contains between about 15 
percent to about 35 percent filler by volume. 

12. Ftlm produced by a method according to claim 10 or 11, 
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© Breathable films prepared from melt embossed polyolef in/filler precursor films. 

© A breathable polyolefin film is prepared by melt 
embossing a highly filler polyolefin film to impose a 
pattern of different film thickness therein and by 
stretching the melt embossed film to impart greater 
permeability in the areas of reduced thickness in 
comparison to the areas of greater thickness. 



CO 
< 



CM 

oo 

CM 



Q. 

LU 



nJSDOCID: <EP 02B3200A3_I_> 



Xerox Copy Centre 




European Patent 
Office 



EUROPEAN SEARCH REPORT 



DOCUMENTS CONSIDERED TO BE RELEVANT 



Application Number 



EP 88 30 2051 



Category) Citation of document with indication, where appropriate, 
of relevant passages 



P,X IEP-A-0 232 060 (MITSUITOATSU CHEMICALS 
INC. ) 

* Page 3, lines 21-25; page 7, line 22 

- page 8, line 13 * 

D,A |uS-A-4 472 328 (SUGIMOTO et al . ) 
D,A jUS-A-4 350 655 (HOGE) 

A IUS-A-3 .407 253 (YOSHIMURA, YAMAGUCHI) 

* Page 2, right-hand column, lines 
17-20 * 

FR-A-2 074 338 (SEKISUI KAGAKU KOGYO 
K.K.) 

* Page 1, lines 37-40; page 4, line 28 

- page 11, line 12; page 11, lines 
21-24 * 



Relevant I CLASSIFICATION OF THE 
t« claim I APPLICATION (Int. CI. 4) 



1-12 



1-12 
1-12 



B 29 0 7/00 // 
B 29 K 105:04 



A 
A 
A 



US-A-4 135 023 (LLOYD et al . ) 

DE-A-3 436 065 (HOECHST) 

JAPANESE PATENT GAZETTE, section CH, 
week 7618, Derwent Publications Ltd, 
London, GB; & JP-A-51 030 856 (SHOWA 
DENK0 K.K.) 

* Class A, no. 76-32728X (18) * 



TECHNICAL FIELDS 
SEARCHED (Int. OA) 



B 29 0 

B 29 C 
C 08 J 



The present search report has been drawn op for all claims 



Place of search 



THE HAGUE 



CATEGORY OF CITED DOCUMENTS 

X : particularly relevant if taken alone 

Y : particularly relevant if combined with another 

document of the same category 
A : technological background 
O : non-written disclosure 
P : intermediate document 



Date of completion of the search 

17-05-1990 



Examiner 

ROBERTS P.J 



T : theory or principle underlying the invention 
E : earlier patent document, but published on, or 

after the filing date 
D : document cited In the application 
L : document cited for other reasons 



~ — *t TTTt t'Mttttt tl I Hmin 



& : member of the same patent family, corresponding 
document 



